T. Livinghouse JACS 1992, 114, 4089 Total Synthesis of Dendrobine (racemic)

1) LICH,NC; TBSCI,
THF/HMPA

2) NaOEt, i-PrBr
(o) (o) 3) Br,, (2 eq) then KOH

)]\/U\ then HCI aq.
OEt ?

4) SOCl, (2 eq), MeOH

step 3: name reaction?
propose two possible mechanism!

6) AgBF,

5) molsieves

7) MeOFt, then KB(Ot-Bu)gH

>

step 6: name the intermediate!

side product? 8) Sml, (4 eq)
--> only formed at low temperature

9) EtsN, SOCI,
10) DBU
11) H2, PtOQ’ AcOH

12) NaBH, iPrOH



C.-K.Sha J. Am. Chem. Soc. 1997, 119, 4130 Total Synthesis of (-)-Dendrobine (enantioselective)

1) MeMgCl, FeClz TMSCI
EtsN
2) CH(OMe); BF*OEt,
| 3) LDA, TMSCI
>

w\o“ 4) mCPBA, NaHCO,

Name reaction step 3 + 4!
Alternatives?

13) MsCl, EtsN
14) NaN3 18-c-6, DMF
15) CrO3 H,S0O4, H,0, acetone

16) PPhg THF
17) NaBH4CN, HOAc, MEOH
18) (HCHO)n, H,0, HCO,H

Name reaction of step 18!

5) PTSA, CHCI3
6) Cul, A, then TMSCI
and Et3N

7) Nal, mCPBA, THF
8) BugSnH, AIBN, THF
9) TFA, PhH

Stereochemistry of step 6?
Explain!

10) mCPBA, BF3*OEt, DCM
11) DBU
12) BHg"SMe,,
then H202, NaOH
>

Related reaction of step 10 + 117

A: TMS %\M y
g






